The stability of an emulsified liquid membrane composed of Span80 as a surfactant, D2EHPA as an extractant and sulfuric acid as an internal phase was first studied according to different diluents and many operating parameters using the PlackettBurman design of experiments. Then the removal of methylene blue from an aqueous solution has been carried out using this emulsified liquid membrane at its stability conditions. The effects of operating parameters were analysed from the Box-Behnken design of experiments. The optimization of the extraction has been realized applying the response surface methodology and the results showed that the dye extraction yielding 98.72% was achieved at optimized conditions.
Introduction
The industrial revolution has beneficial results for humans, facilitating and simplifying life. Since the end of the last century, manufacturers have showed an interest in raising and improving their production without environmental damages caused by unauthorized discharges taking into account the norms suggested by the World Health Organization and environmental organizations. Water, which occupies more than 70% of the Earth's surface and is the life source of living creatures, is affected by pollutants from diverse nature and complexes.
Principally, pollutants may be organic contaminants or heavy metals. Their presence in industrial effluents or clean drinking the elementary analyses, gas oil, which is classed as a combustible liquid named fuel oil and made from crude petroleum, comprises carbon, hydrogen and heteroatom (OSN) [14] . The fuel oil used in this work is the Algerian product. Sulfuric acid (Fulka) with a molecular weight of 98.08 g mol −1 and a density of 1.84 (at concentration of 95-97%) was used in the internal aqueous phase as dye-acceptor stripping agent. Demineralized water (pH = 5.0-6.5) was used as an external aqueous phase. MB (cationic dye), with chemical formula C 16 H 18 N 3 ClS and molecular weight 319.86 g mol −1 , was taken as the pollutant model and provided by Sigma-Aldrich. In order to generate a stable emulsion for extraction, homogenizer-type Moulinex active flow technology, with a capacity of 700 W has been employed. Then a mechanical stirrertype RW20 Kjank & Kunkel was used for dispersing emulsified membrane into a beaker containing the solution external phase (initial concentration of MB).
Emulsion preparation
First, the organic phase was prepared by dissolving a suitable amount of D2EHPA and Span80 in different diluents under a gentle mixing by a magnetic stirrer. In order to prepare the W/O emulsion, the aqueous stripping solutions of sulfuric acid (H 2 SO 4 ) were dispersed in the organic phase by using a high-speed homogenizer with maximal power during 1-6 min. The W/O/W double emulsions were obtained by contacting the first W/O emulsion with the external phase; a magnetic agitator was used for this and fixed at an agitation speed of 100-400 r.p.m. After 10 min of contact time, the pH of external phase decreases because of the leakage of H + ions in the external phase. This phenomenon-nominated emulsion brakeage (B) was determined by the application of a balance material vis-a-vis ions H + (equation (2.1)) [15] . The pH values of the external phase solutions were set by pH meter (WIW inoLab PH 7110). After optimization of stability parameters, the extraction was realized by contacting 130 ml of MB solutions (10, 30 and 50 mg l −1 ) with 26 ml of emulsions. The samples preceded were dosed after 15 min within optimized time, and absorbance measurements were carried out using a PRIM-SECOMAM (UV/VIS) spectrophotometer. The maximum wavelength of absorption is 664 nm obtained experimentally and used for all samples of residual MB. The extracted quantity of MB was calculated using the following equation:
V 0ext is the initial volume of the external phase; V f ext is the final volume of the external phase; C 0ext is the initial concentration of MB; C f ext is the final concentration of MB.
Results and discussion
3.1. Stability study
Experimental results
With the objective to determine the important factors, the statistical software Minitab-16 [16] was used and a Plackett-Burman design was applied. The influence of experimental parameters on W/O/W emulsion stability has been studied with seven factors and four diluents. Results are regrouped in tables 1 and 2.
Pareto chart
The Pareto charts of effects for different diluents such as kerosene, gas oil, n-heptane and cyclohexane are shown in figure 1 . Diluent, an important element in ELM, is a major constituent limited for membrane to about 90%; for this reason, the stability of emulsions is effectuated by varying for diluents such as kerosene, gas oil, n-heptane and cyclohexane in order to offer better stability and good mass transfer.
According to Pareto charts, the kerosene as a multi-component fuel gives stable emulsions in this study field, with six significant factors out of seven which are the concentration of internal phase, the concentration of surfactant, the stirring speed, the concentration of extractant, the A/O ratio and the emulsification time. The V ext /V emul ratio is the only nonsignificant factor. Similarly gas oil, which is a viscous fuel, insoluble in water, has six main factors; but, it gives emulsions less stable than kerosene.
n-Heptane presents only four significant factors as follows: the concentration of surfactant, the concentration of extractant, the emulsification and stirring speed.
Therefore, cyclohexane is a good solvent for extraction of non-polar organic molecules [17] with only three main factors (the concentration of internal phase, the stirring speed and the emulsification time).
Arrangement of these factors for each diluent depends on several phenomena; unlike volatility, viscosity is a very important parameter in the formation of emulsions.
The kerosene and gas oil are both essential oils from petroleum distillation at high temperature, usually containing 10 to 22 to 16 carbon atoms per molecule and 12-22 carbon per molecules, respectively [12] . These two diluents have the same characteristics, although gas oil has higher carbon number and dynamic viscosity than kerosene. So, these solvents have six identical main factors, starting with the surfactant which is an essential factor because the emulsions are unstable thermodynamic systems, which separate more or less rapidly, in two phases, where the surfactant forms a thin layer around the membrane by adsorbing on the surface, thereby reducing its interfacial tension and enhancing its stability [18] . Second, the concentration of sulfuric acid which is an aqueous solution of greater density than water varies between 1.0069 (1%) and 1.84 (95% of acid), but immiscible with the diluents studies; this immiscibility is essential for the formation of the emulsions. The same classification of the internal phase for kerosene, gas oil and cyclohexane can be explained by the densities which are near and take, respectively, the following values: 0.77, 0.796 and 0.76 (g cm −3 ). Thus, the difference in density between the aqueous phase and the oily phase is almost the same. Then, the stirring speed is a main factor for extraction; its regulation is necessary in order to avoid the rupture of the multiple emulsions and has the same importance for all diluents. By contrast, n-heptane as cyclohexane classifies emulsification time among the first three main factors; because liquids which have a low viscosity are relatively volatile, this volatility affects the stability of the emulsions by loss of material. the breakdown of the emulsions [19] . Similarly, for internal phase concentration, the evolution of the concentration leads to an increase in the density difference between the organic and the internal phase, which promotes the formation of the emulsions.
The kerosene system presents a more stable system in comparison to other diluents with the minimum breaking rate (figures 2-6). The stirring speed and the D2EHPA concentration have a positive and strong effect; the emulsification time, the O/A ratio have a positive and weak effect on the response. But, V ext /V emul ratio has no effect on the response studied. The increase of the stirring speed causes the shearing of the double emulsions W/O/W, so a moderate stirring speed must be chosen in order to make the extraction successful, the extractant concentration also has a positive effect; by increasing D2EHPA, concentration break-up becomes very important, which may be due to the behaviour of D2EHPA molecules on nonpolar solvents by promoting the formation of dimers in these solvents [20] . The emulsification time has a positive effect on the response, but it is not beneficial to the stability. The ratio A/O also has a positive effect because by increasing this ratio the volume of the internal phase becomes greater than the organic phase; and thereafter the emulsion becomes more concentrated by increasing the viscosity of the mixture, which favours the coalescence and the increase in the size of the dispersed droplets of the internal phase [19, 21] . Finally, the V ext /V emul ratio has no effect on the stability, as the emulsion studied is the diluted emulsion, where the interaction between drops of the emulsion and the external phase is negligible [22] . The n-heptane is the second stable system with a limit rate of 40%; the main effects of the various factors act in the same way with a positive slope (more or less strong cyclohexane and gas oil is greater compared with that of the first two diluents, but the effects of factors are stronger.
Analysis of variance
The comparison of p values (probability p) with the significant value chosen in this work at a confidence level of 95% (α = 0.05) is summarized in tables 3-7. The latter shows that the analysis of variance applied to experimental data of the system 1 (kerosene-Span80-D2EHPA); having six significant factors has a value less than 0.05; four of them are highly significant and take a value less than or equal to 0.001 which are stirring speed, D2EHPA concentration, Span80 concentration and sulfuric acid concentration; this indicates that the latter have a great influence on the stability of the W/O/W emulsions. System 2 (Gas oil-Span80-D2EHPA) gives three values close to 0.05 which are emulsification time (p = 0.048), D2EHPA concentration (p = 0.048) and A/O ratio (p = 0.042); internal phase concentration and Span80 concentration have a low value of p (table 5), which explains why this system is not stable under these conditions and choice of levels requires research of the appropriate experimental field. Table 6 shows the values of p for system 3 (n-heptane-Span80-D2EHPA). The significant factors with a value less than 0.05 are the same ones reported in the Pareto chart, where the surfactant concentration has the lowest value (0.002).
The cyclohexane-Span80-D2EHPA system is classed in the last position with three factors having a value less than 0.05 ( 
Polynomial regression
A mathematical function of first or n order y = f (xi) is a function that connects the response Y (rate of rupture) and the various parameters studied xi. The interest of modelling the response is to be able to calculate all the responses of the domain studied without being obliged to make the experiments.
The different mathematical models for kerosene, gas oil, n-heptane and cyclohexane are given in equations (3.1), (3.2), (3.3) and (3.4), respectively.
Mathematical model for kerosene stability (uncoded units)
Mathematical model for gas oil stability (uncoded units)
Bg(%) = −203.758 + 15.6692 × (time) + 0.322885 × (SV)
Mathematical model for n-heptane stability (uncoded units)
Mathematical model for cyclohexane stability (uncoded units)
Bc(%) = −54.8783 + 7.55861 × (time) + 0.152995 × (SV)
3.2. Extraction study
Experimental results
The extraction of MB has been realized by the application of the Box-Behnken design; for this, three variables were considered as important process parameters: the concentration of extractant, the concentration of surfactant and the concentration of pollutant phase (dye). 
Analysis of variance and polynomial regression
In order to treat the results statistically, an analysis of variable or ANOVA was adopted. Analysis of variance was related to one or many independent variables, which permits one to estimate whether the calculated effects are significant or obtained from noncontrolled factors; this analysis estimates a value of p < 0.05 [23, 24] . According to p values ( The polynomial model of extraction yields for two units: coded and un-coded. It shows the empirical relationship between the extraction efficiency of MB and the three variables in terms of coded or un-coded forms as follows.
For the coded units: For the uncoded units:
Response and contour surfaces
The response surfaces are used for evaluating and modelling the effects of the three variables at two levels (Span80, D2EHPA and the initial concentration of MB) on Y response which is the yield of extraction efficiency.
The study of the three-dimensional plots of response curves and contour of interaction of the D2EHPA with Span80 has been effectuated in varying the MB concentration; the results show that the highest yield with a response greater than 99.00% is in the minimum level of D2EHPA (4% by weight) and the maximum level of Span80 (7% by weight) and with the greatest initial concentration of MB (50 ppm). The dye concentration increases the removal efficiency. This may be attributed to an increase in driving force, the concentration gradient, with the increase in the initial concentration of dye [25, 26] .
In this case, a small amount of extractant is sufficient and the quantity of surfactant must be more important, because with high percentage of pollutant, the droplets of the internal phase become saturated and cause a decrease of the extraction efficiency and an increase of the necessary time for extraction when it is unfavourable for the emulsion stability. This agrees with previous work [27] .
The study of the three-dimensional plots of the interaction of the MB with Span80 has been effectuated in varying the concentration of D2EHPA at their three levels: 4, 6 and 8. According to the graphics of contour and surface, the greatest yield Y(%) greater than 99% is localized at maximum of Span80 and maximum of MB and at minimum of D2EHPA (4%).
The same interpretation for the contour and surface plots of removal percentage Y(%) about the interaction of MB concentration and D2EHPA concentration with varying Span80 concentration at their three levels, 4, 5.5 and 7, has been ascertained (figures 7 and 8).
Optimization
The study of response surfaces and contour graphics allowed targeting the region of the experimental field where the response is the best.
The optimization results indicate the optimal values for each factor and the optimal value of extraction yield.
Obtaining a yield greater than 99% is very expensive mostly with intense and persistent dyes such as the MB; the objective was to maximize the extraction yield. A constraint was imposed on the surfactant (Span80) quantity, the extractant (D2EHPA) quantity and the initial concentration of MB. For optimization, the yield has been considered as a target, where the introduced settings were chosen as shown in table 11. The optimization results of three factors are as follows: Span80: 7% by weight, D2EHPA: 4.04% by weight and MB concentration of the initial external phase: 49.19 mg l −1 . The predicted response is equal to 99.010%, which is presented in figure 9 .
While verifying the optimal results of factors, the test of MB removal gives an experimental yield of 98.70%.
Conclusion
The stability of an emulsified liquid membrane composed of Span80 as a surfactant, D2EHPA as an extractant and sulfuric acid as the internal phase was first studied according to different diluents and seven operating parameters. To find the important factors, a Plackett-Burman design was used and the influences of experimental parameters on W/O/W emulsion stability have been studied. The interest of modelling the response was to be able to calculate all responses in the domain studied without being obliged to make experiments. Different mathematical models for kerosene, gas oil, n-heptane and cyclohexane have been developed.
Then the removal of MB from an aqueous solution has been carried out using this emulsified liquid membrane at its stability conditions. The effects of three operating parameters (concentration of extractant, concentration of surfactant and concentration of dye), which were considered as important process parameters, were analysed from the Box-Behnken design of experiments. The modelling and the optimization of the extraction have been realized applying the response surface methodology. The results showed that the dye extraction yielding 98.72% can be achieved at optimized conditions.
Obtaining a yield greater than 99% is very expensive mostly with intense and persistent dyes such as MB; the objective was to maximize the extraction yield. A constraint was imposed on the surfactant (Span80) quantity, the extractant (D2EHPA) quantity and the initial concentration of MB. For optimization, the yield has been considered as a target, where the introduced settings were chosen.
The optimization results of three factors were as follows: Span80: 7% by weight, D2EHPA: 4.04% by weight and MB concentration of the initial external phase: 49.19 mg l −1 . The predicted response is equal to 99.010% with a very good desirability of 0.99992.
An experimental verification of the optimum conditions was carried out and the extraction of MB was performed with a yield of 98.70%. The model was therefore adequate to represent the process.
Finally, effects of seven factors and four diluents have been studied to determine the conditions of the emulsified liquid membrane stability and 15 runs have been necessary and sufficient to optimize three parameters and to enhance the extraction yield of MB to 98.70% from an aqueous solution using this membrane at its stability conditions. Data accessibility. All experimental data and experimental results are presented in table 2. For the reproducibility of results, the experimental modes are well indicated in the text of the paper.
